: Illustration of the offset between the two Hbbpya ligands in the crystal structure of [1] . Indicated is the torsion angle measured along N3-Fe1-Fe2-N9. Ellipsoids are shown with 50% probability. All hydrogen atoms and the four triflate counter-ions have been omitted for clarity. 
Determination of faradaic efficiencies
To determine the faradaic efficiency of the water oxidation reaction catalyzed by complex 1, we performed rotating ring-disk electrode (RRDE) experiments, using a PG disk electrode and a Pt ring electrode. To quantify the amount of oxygen produced by complex 1, the potential at the PG disk was cycled between 0.0 and 2.0 V vs. RHE at 10 mV/s while the ring electrode was kept at a constant 0.5 V vs. RHE. The results which are shown in figure S13 show that the current at the Pt ring was measured to be 9.3% of the current at the PG disk at 1.75 V vs. RHE and 12.5% of the current at the PG disk at 2.0 V vs. RHE. To account for current at the ring electrode caused by the reduction of oxidized catalyst instead of oxygen we performed another RRDE experiment under identical conditions, using a GC ring electrode instead of a Pt ring electrode (Fig. S14) . With the GC electrode we found the amount of current at the ring electrode caused by reduction of oxidized complex to be 4.5% (Fig S.15) .
Using 19% as the maximum collection efficiency results in faradaic efficiencies for the water oxidation reaction catalyzed by complex 1 of 26% at 1.75 V vs. RHE and 32% at 2.0 V vs. RHE. 
Calculation of turnover frequencies
The formula for the calculation of the turnover frequencies in the main text is derived from equation 1 below. With R being the universal gas constant, T being the temperature in Kelvin, F being the Faraday constant and ν being the scan rate in V/s, for a four-electron process (n = 4) such as water oxidation at a room temperature of 293 K this simplifies to equation 2 where the TOF is the same as k obs . To calculate the turnover frequency, we used the current of oxidation wave X (cf. Fig. 2 and 
Single Crystal X-ray Crystallography (complex 1)
All reflection intensities were measured at 110(2) K using a SuperNova diffractometer (equipped with Atlas detector) with Cu Kα radiation (λ = 1.54178 Å) under the program CrysAlisPro. 1 The same program was used to refine the cell dimensions and for data reduction. The structure was solved with the program SHELXS-2014/7 and was refined on F 2 with SHELXL-2014/7. 2 Analytical numeric absorption correction using a multifaceted crystal model was applied using CrysAlisPro. The temperature of the data collection was controlled using the system Cryojet (manufactured by Oxford Instruments). The H atoms were placed at calculated positions (unless otherwise specified) using the instructions AFIX 43 or AFIX 137
with isotropic displacement parameters having values 1.2 or 1.5 Ueq of the attached C or N atoms. The H atoms attached to O2 and O3 (coordinated MeOH molecules) were found from difference Fourier maps, and their coordinates were refined freely. The structure is mostly ordered.
Additional Notes:
1. One of the four crystallographically independent triflate counterions in the asymmetric unit is found to be disordered over two orientations, and the occupancy factor of the major component of the disorder refines to 0.788(4).
2. The crystal that was mounted on the diffractometer was twinned. The twin relationship corresponds to a twofold axis along the reciprocal vector -0.7007a* + 0.7134b* -0.0020c*. The BASF scale factor refines to 0.2164(12). All necessary details about the twin data reduction have been embedded in the .cif file. 
